. a pK  
Calvet-drop microcalorimetry
Direct measurements of the standard molar enthalpies of vaporization of the studied PILs and their constituent amines were carried out by Calvet-drop microcalorimetry, as described in the main text. Results are summarized in Table S2 . 
Solution Calorimetry
Indirect measurements of were performed following an adaptation of the procedure previously described by Vitorino et al. 5, 6 , o vap m H  as described in the main text. Results of the solution calorimetry measurements are summarized in Table S3 . 
Computational Details
The individual components of the W1-F12 enthalpies are summarized in Table S4 . The gas-phase standard enthalpy of formation for each of the amines under study was calculated from the respective atomization reaction using the W1-F12 enthalpies, as described in the main text (Table S5 ). The CCSD(T)-F12a/3C(FIX)/cc-pVDZ-F12 energies and enthalpies of acetic acid, amines, and the gaseous species resulting from combination of amines with acetic acid are given in Table S6 . The corresponding entropies calculated by Statistical Mechanics, 7 using vibration frequencies obtained by the DF-B3LYP-D3/cc-pVTZ method and scaled by 0.9889 8 are listed in Table S7 . 
